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Act ion  of N i t r o u s  Acid on Borazaro Compounds 
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D i a z o t i s a t i o n  of borazaro  compounds w i t h  subsequent  t r e a t m e n t  wi th  base 
(sodium a c e t a t e )  g i v e s  boron-free products .  Two d i f f e r e n t  r e a c t i o n  p a t h s  have 
been recognised f o r  t h i s  r e a c t i o n :  The f i r s t  leads t o  the cor responding  1,2- 
d i a z a  compounds by e l e c t r o p h i l i c  d i sp lacement  of t h e  boronic  a c i d  group by t h e  
diazonium ion,  t h e  second t o  a product  w i t h  twice i ts  molecular  weight .  Which 
of t h e  two p a t h s  i s  fol lowed seems t o  depend on t h e  borazaro  compound and t h e  
r e a c t i o n  medium employed. Thus when d i a z o t i s a t i o n  is  c a r r i e d  o u t  i n  a c e t i c  
acid/hydrochlor  i c  a c i d ,  10-methoxy-10,9 -borazarophenanthrene g i v e s  t h e  path 1 
product  e x c l u s i v e l y ;  6-methoxy-6,5-borazarobenz[a]anthracene and 5-methoxy-5,6- 
borazarobenz[a]anthracene give  t h e  pa th  1 product  i n  50% y i e l d .  Under t h e  
same c o n d i t i o n s  6-methoxy-6,5-borazarochysene g i v e s  only  t h e  p a t h  2 product .  

The s y n t h e s i s  of halogeno compounds w i l l  be descr ibed ,  which have been 
prepared t o  o b t a i n  informat ion  about  t h e  f a c t o r s  which de termine  t h e  course of 
t h e  r e a c t i o n  and t h e  s t r u c t u r e  of t h e  p a t h  2 r e a c t i o n  product .  
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BloH10-2 and B1$I12-2 are ext remely  s t a b l e  s p e c i e s  w i t h  a d e r i v a t i v e  
chemis t ry  of s u f f i c i e n t  scope t o  r i v a l  t h a t  of o r g a n i c  aromatic sys tems.  
Bl,+I10-2 and B1e12-2 form s t a b l e  conjugate  a c i d s  of somewhat g r e a t e r  s t r e n g t h  
than  s u l f u r i c  a c i d ,  and are n o t  r e a d i l y  degraded by base.  
i n g  t h e  f o l l o w i n g  s u b s t i t u e n t s  d i r e c t l y  on boron, either s i n g l y  or i n  combina- 
t i o n ,  have been prepared:  halogen, COC%I, CN, COOEt, C0NH2, COR, R, NH2, NCO, 
Ng, OH, OR, OCOR SH, carbon monoxide, n i t r o g e n ,  o r g a n i c  s u l f i d e s ,  amines, n i t r i l e s ,  
and amides. S p e c i f i c  examples include:  B1$ll0(COOH) 2-2, BloH8 (NCO) 2-2, 
B ! ~ C ~ ~ ( N ~ )  2, B ~ , , H ~ ( c o )  and B ~ ~ H ~ c o c ~ H ~ - ~ :  S y n t h e t i c  methods and p r o p e r t i e s  
w i l l  be descr ibed ,  t o g e t h e r  w i t h  o b s e r v a t i o n s  on s t e r e o c h e m i s t r y ,  isomer forma- 
t i o n  and s e p a r a t i o n ,  d i r e c t i v e  e f f e c t s  of s u b s t i t u e n t s  and i n f e r e n c e s  on pos- 
s i b l e  mechanisms of s u b s t i t u t i o n .  

D e r i v a t i v e s  conta in-  


